The n-BuOH-soluble fraction was subjected to Diaion HP-20 column chromatography (H 2 O→MeOH→acetone) to give H 2 O-, MeOH-, and acetone-eluted fractions (1.19, 0.93, 0.26%, respectively). From the MeOH-eluted fraction, foliasalaciosides E 1 (1, 0.00048%), E 2 (2, 0.00014%), E 3 (3, 0.00010%), F (4, 0.00028%), G (5, 0.00005%), H (6, 0.00063%), and I (7, 0.00008%) were isolated using normaland reverse-phase silica gel column chromatography, and finally subjected to HPLC, together with myrsinionoside D were identified in HPLC analysis using an optical rotation detector. 18, 19) The 1 H-(CD 3 OD) and 13 C-NMR spectra of 1 (Table 1) , which were assigned based on the results of various NMR experiments, 20) showed signals assignable to four methyls [d 1.05, 1.06, 1.64 (3H each, all s, H 3 -11, 12, 13) and 1.16 (3H, d, Jϭ6. 4 Hz, 7 Hz, H-1Љ)]. As shown in Fig.  1 , a double-quantum filter correlation spectroscopy (DQF COSY) experiment on 1 indicated the presence of a partial structure shown in boldface lines. In a heteronuclear multiple-bond correlation (HMBC) experiment, long-range correlations were observed between the following protons and carbons: H 2 -2 and C-6; H 2 -4 and C-5, 6; H 2 -7 and C-1, 5, 6; H 2 -8 and C-6; H 3 -10 and C-8, 9; H 3 -11 and C-1, 2, 6, 12; H 3 -12 and C-1, 2, 6, 11; H 3 -13 and C-4, 5, 6; and H-1Ј and C-3, H-1Љ and C-6Ј. Therefore the planar structure of the aglycon part and the positions of the glycoside linkages in 1 were characterized. The relative stereostructure of 1, except for the 9-position, was characterized in a nuclear Overhauser enhancement spectroscopy (NOESY) experiment, which showed NOE correlations between the following proton pairs: H-2a and H 3 -12; H-2b and H 3 -11; H-3b and H 3 -11, H2b, H-4b; H 2 -7 and H 3 -12; and H 2 -8 and H 3 -11. Finally, the absolute configuration of 1 was characterized by the application of the modified Mosher's method. 21) The enzymatic hydrolysis of 1 with naringinase gave a new aglycon, foliasalaciol E (1a). Three pairs of (R)-and (S)-2-methoxy-2-trifluoromethylphenylacetic acid (MTPA) esters [3,9-MTPA diester (1b, 1c), 3-MTPA ester (1d, 1e), 9-MTPA ester (1f, 1g)] were derived from 1a upon reaction with (R)-and (S)-MTPA in the presence of 1-ethyl-3-(3-dimethylaminopropyl)carbodiimide hydrochloride (EDC · HCl) and 4-(dimethylamino)pyridine (4-DMAP). As shown in Fig. 2 , the protons at the 2-and 10-positions of the 3,9-(S)-MTPA diester (1c) resonated at lower fields than those of the 3,9-(R)-MTPA diester (1b) (Dd: positive), while the protons at the 4-, 7-, 8-, 11-, 12-, and 13-positions of 1c were observed at higher fields compared with those of 1b (Dd: negative). In addition, the protons at the 2-, 11-, and 12-positions of the 3-(S)-MTPA ester (1e) resonated at lower fields than those of the 3-(R)-MTPA ester (1d) (Dd: positive), while the protons at the 4-and 6-positions of 1e were observed at higher fields compared with those of 1d (Dd: negative). Furthermore, the protons of the 9-(S)-MTPA ester (1g), except for that at the 10-position, were observed at higher fields than those of the 9-(R)-MTPA ester (1f) (Dd: negative). Thus the absolute configurations at the 3-and 9-positions in 1 were elucidated to be 3S and 9R. Consequently, the structure of 1 was clarified to be (3S,9R)-3,9-dihydroxymegastigman-5-en 3-O-a-L-ara- 
Foliasalacioside F (4) 9 Hz, H-1Љ)]. The enzymatic hydrolysis of 4 with naringinase gave (3R,9R)-3,9-dihydroxymegastigman-5-ene 22) as the aglycon, of which the absolute stereostructure was determined by the application of the modified Mosher's method. As shown in Fig. 3 , the DQF COSY experiment on 4 indicated the presence of a partial structure as shown in boldface lines, and in the HMBC experiment, long-range correlations between the 1Ј-proton and 3-carbon (d C 73.3) and between the 1Љ-proton and 6Ј-carbon (d C 69.3) were observed. Thus the absolute stereostructure of 4 was elucidated to be (3R,9R)-
Foliasalacioside G (5) was obtained as an amorphous powder with negative optical rotation ([a] D 26 Ϫ32.5°in MeOH). The IR spectrum of 5 showed absorption bands at 3420, 1638, and 1076 cm Ϫ1 assignable to hydroxyl, double bond, and ether functions, respectively. Its elemental composition 4 Hz, H-1Љ)]. The DQF COSY experiment on 5 indicated the presence of three partial structures shown in boldface lines, and in the HMBC experiment, important long-range correlations were observed between the following protons and carbons: H 3 -10 and C-8, 9; H 3 -11 and C-1, 2, 6, 12; H 3 -12 and C-1, 2, 6, 11; H 3 -13 and C-4, 5, 6; and H-1Ј and C-3; H-1Љ and C-6Ј (Fig. 3) . Treatment of 5 with HCl 1 M liberated sarmentol F 23) as the aglycon, together with D-glucose and L-arabinose, which were identified in HPLC analysis using an optical rotation detector. 18, 19) Thus the absolute configuration of 5 was clarified to be (3S,5R,6S,9R)-megastigman-7-en-3,
Foliasalacioside H (6) was isolated as an amorphous powder with negative optical rotation ( 7 Hz, H-1Љ)]. The DQF COSY experiment on 6 revealed the presence of the three partial structures shown in boldface lines (Fig. 3) . The positions of the bglucopyranosyl and L-arabinopyranosyl moieties were determined based on the HMBC correlations (Fig. 3) . The acid hydrolysis of 6 with HCl 1 M liberated D-glucose and L-arabinose, while the enzymatic hydrolysis of 6 with naringinase gave (3S,5R,6S,9R)-megastigman-3,9-diol 14) as the aglycon, of which the absolute stereostructure was determined by the application of the modified Mosher's method. Consequently, the absolute stereostructure of 6 was elucidated to be (3S,5R,6S,9R)-megastigman-3,
Foliasalacioside I (7) 7 Hz, H-1Љ)]. The proton and carbon signals due to the aglycon and the b-D-glucopyranosyl parts were superimposable on those of platanionoside J, 22) except for the signals due to the a-L-arabinopyranosyl moiety of 7. The DQF COSY experiment on 7 indicated the presence of partial structures shown in boldface lines. In the HMBC experiment, long-range correlations were observed between the following protons and carbons: H-2 and C-6; H 2 -3 and C-5; H 2 -4 and C-5, 6; H 2 -7 and C-1, 5, 6; H 2 -8 and C-6; H 3 -10 and C-8, 9; H 3 -11 and C-1, 2, 6, 12; H 3 -12 and C-1, 2, 6, 11; H 3 -13 and C-4, 5, 6; H-1Ј and C-9; and H-1Љ and C-6Ј. The structure of 7 was the same as that of the reported compound platanionoside J, except for the terminal oligosugar moiety of L-arabinopyranoside. 22 ) Treatment of 7 with HCl 1 M liberated D-glucose and L-arabinose, which were identified in HPLC analysis using an optical rotation detector. 18, 19) On the basis of the above evidence, the stereostructure of 7 was elucidated to be (2R,9R)-megastigman-5-en-2,9-diol 9-O-a-L-arabinopyranosyl(1→6)-b-D-glucopyranoside.
Experimental
General Experimental Procedures The following instruments were used to obtain physical data: specific rotations, Horiba SEPA-300 digital polarimeter (lϭ5 cm); CD spectra, JASCO J-720WI spectrometer; UV spectra, Shimadzu UV-1600 spectrometer; IR spectra, Shimadzu FTIR-8100 spectrometer; EI-MS and high-resolution MS, JEOL JMS-GCMATE mass spectrometer; FAB-MS and high-resolution MS, JEOL JMS-SX 102A mass spectrometer;
1 H-NMR spectra, JEOL EX-270 (270 MHz) and JNM-LA500 (500 MHz) spectrometers; 13 C-NMR spectra, JEOL EX-270 (68 MHz) and JNM-LA500 (125 MHz) spectrometers with tetramethylsilane as an internal standard; and HPLC detector, Shimadzu RID-6A refractive index and SPD10Avp UV-VIS detectors. HPLC column, Cosmosil 5C 18 -MS-II (Nacalai Tesque Inc., 250ϫ4.6 mm i.d.) and (250ϫ20 mm i.d.) columns were used for analytical and preparative purposes, respectively.
The following experimental conditions were used for chromatography: ordinary-phase silica gel column chromatography, Silica gel BW-200 (Fuji Silysia Chemical, Ltd., Aichi, Japan, 150-350 mesh); reversed-phase silica gel column chromatography, Chromatorex ODS DM1020T (Fuji Silysia Chemical, Ltd., Aichi, Japan, 100-200 mesh); TLC plates and precoated Extraction and Isolation The dried leaves of S. chinensis LINN. (5.8 kg) were finely cut and extracted 3 times with MeOH under reflux for 3 h. Evaporation of the solvent under reduced pressure provided a methanolic extract (756 g, 13.0%). The MeOH extract (712 g) was partitioned into an EtOAc-H 2 O (1 : 1, v/v) mixture to furnish an EtOAc-soluble fraction (222 g, 4.1%) and an aqueous phase. The aqueous phase was further extracted with nBuOH to give an n-BuOH-soluble fraction (130 g, 2.4%) and a H 2 O-soluble fraction (361 g, 6.6%). The n-BuOH-soluble fraction (100.0 g) was subjected to Diaion HP-20 column chromatography (1.5 kg, H 2 O→MeOH→acetone) to give H 2 O-eluted fraction (49.8 g, 1.19%), MeOH-eluted fraction (39.2 g, 0.93%) and acetone-eluted fraction (11.0 g, 0.26%), respectively. The MeOHeluted fraction (39.2 g) was subjected to ordinary-phase silica gel column chromatography {480 g, CHCl 3 6-6-1 (3.5 mg), Fr. 6-6-2 (7.6 mg), Fr. 6-6-3 (7.1 mg), Fr. 6-6-4 (45.6 mg), Fr. 6-6-5 (16.8 mg), Fr. 6-6-6 (10.8 mg), Fr. 6-6-7 (16.9 mg), Fr. 6-6-8 (14.6 mg), Fr. 6-6-9 (6.5 mg), Fr. 6-6-10 (12.8 mg)]. Fractions 6-6-3 (7.1 mg), 6-6-5 (16.8 mg) and 6-6-8 (14.6 mg) were purified by HPLC [CH 3 CN-MeOH-H 2 O (15 : 8 : 77, v/v/v)] to furnish foliasalacioside G (5, 2.2 mg, 0.00005%), foliasalacioside E 1 (1, 7.0 mg, 0.00016%), foliasalacioside H (6, 3.5 mg, 0.000083%) and foliasalacioside E 2 (2, 5.8 mg, 0.00014%), respectively. Fraction 6-6-4 (45.6 mg) was separated by HPLC [CH 3 CN-MeOH-H 2 O (13 : 8 : 79, v/v/v)] to give foliasalacioside F (4, 12.5 mg, 0.00028%) and foliasalacioside E 1 (1, 13.5 mg, 0.00032%). Fractions 6-6-7 were identified as foliasalacioside H (6, 16.9 mg, 0.00040%). Fraction 6-7 (250 mg) was subjected to HPLC [CH 3 , CD 3 OD) d 1.05, 1.06, 1.64 (3H each, all s, H 3 -11, 12, 13),  1.16 (3H, d, Jϭ6.4 Hz, H 3 -10), 1.42 (1H, dd, Jϭ12.2, 12.2 Hz, H-2a), 1.48  (2H, m, H 2 -8), 1.84 (1H, ddd, Jϭ1.5, 2.8, 12.2 Hz, H-2b) (2) , E 3 (3), F (4), H (6) and I (7) (each 1.0 mg) in 1 M HCl (1.0 ml) were heated under reflux for 3 h. After cooling, each reaction mixture was neutralized with Amberlite IRA-400 (OH Ϫ form) and filtrated, and the solution was partitioned with EtOAc. The aqueous layer was evaporated and then subjected to HPLC analysis using Kaseisorb LC NH 2 -60-5 column (4.6 mmϫ250 mm i.d., Tokyo Kasei Co., Ltd., Tokyo, Japan) and an optical rotation detector (Shodex OR-2, Showa Denko Co., Ltd., Tokyo, Japan). Dglucose and L-arabinose from 1-7 were confirmed by comparison of the retention times with the authentic samples (Wako Pure Chemicals Ltd., Osaka, Japan) [mobile phase: CH 3 Acid Hydrolysis of 5 A solution of foliasalacioside G (5, 2.0 mg) in 1 M HCl (1.0 ml) was heated under reflux for 3 h. After cooling, the reaction mixture was extracted with EtOAc. The EtOAc extract was neutralized with Amberlite IRA-400 (OH Ϫ form) and filtrated, the solvent was removed under reduced pressure to give a residue, which was purified by HPLC [MeOH-H 2 O (50 : 50, v/v)] to give sarmentol F (0.5 mg, 59.5%). From the aqueous layer, D-glucose and L-arabinose from 5 were confirmed by using the same method as described above.
Enzymatic Hydrolysis of 1-4 and 6 A solution of 1-4 and 6 (12.8, 2.1, 1.6, 5.0, 8.2 mg, respectively) in 0.2 M acetate buffer (pH 3.8, 1.0 ml) was treated with naringinase (55.2, 18.9, 16.3, 10.2, 20.2 mg, respectively) and the solution was stirred at 40°C for 48 h. After cooling, the reaction mixture was extracted with EtOAc. The EtOAc solvent was removed under reduced pressure and the residue was purified by HPLC [MeOH-H 2 O (50 : 50 for 1-4; 60 : 40 for 6, v/v)] to furnish 1a (4.6 mg, 85.8% from 1, 0.6 mg, 68.1% from 2 and 0.5 mg, 74.6% from 3), (3R,9R)-3,9-dihydroxymegastigman-5-ene (1.7 mg, 81.4% from 4), and (3S,5R,6S,9R)-3,9-dihy-
